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Low-Temperature Synthesis of Stable CaZn,P, Zintl
Phosphide Thin Films as Candidate Top Absorbers

Shaham Quadir,* Zhenkun Yuan, Guillermo L. Esparza, Sita Dugu, John S. Mangum,
Andrew Pike, Muhammad Rubaiat Hasan, Gideon Kassa, Xiaoxin Wang, Yagmur Coban,
Jifeng Liu, Kirill Kovnir, David P. Fenning, Obadiah G. Reid, Andriy Zakutayev,

Geoffroy Hautier, and Sage R. Bauers*

The development of tandem photovoltaics and photoelectrochemical solar cells
requires new absorber materials with bandgaps in the range of ~1.5-2.3 eV, for
use in the top cell paired with a narrower-gap bottom cell. An outstanding chal-
lenge is finding materials with suitable optoelectronic and defect properties,
good operational stability, and synthesis conditions that preserve underlying
device layers. This study demonstrates the Zintl phosphide compound CaZn,P,
as a compelling candidate semiconductor for these applications. Phase-pure,
~500 nm-thick CaZn,P, thin films are prepared using a scalable reactive
sputter deposition process at growth temperatures as low as 100 °C, which

is desirable for device integration. Ultraviolet-visible spectroscopy shows

that CaZn,P, films exhibit an optical absorptivity of ~10* cm~! at ~1.95 eV
direct bandgap. Room-temperature photoluminescence (PL) measurements
show near-band-edge optical emission, and time-resolved microwave
conductivity (TRMC) measurements indicate a photoexcited carrier lifetime of
~30 ns. CaZn,P, is highly stable in both ambient conditions and moisture, as
evidenced by PL and TRMC measurements. Experimental data are supported
by first-principles calculations, which indicate the absence of low-formation-
energy, deep intrinsic defects. Overall, this study shall motivate future work

materials and devices aimed at increasing
solar energy conversion efficiency.['*
In recent decades, most of these ef-
forts have focused on single-junction
thin-film architectures, due to their
potential for becoming low-cost and
high-performance technologies.!>"]
Among thin-film solar absorbers, CdTe,
GaAs, and Cu(In,Ga)Se, have been
widely studied, with single-junction de-
vice efficiencies reaching nearly 249%./5]
Thin-film solar cells based on emerging
inorganic absorber materials, such as
SnS, Cu,ZnSn(S,Se),, and Sb,(S,Se);,
have also made significant progress, but
currently their efficiency is limited due
to various bulk and interface issues.[1%1°]
Meanwhile, perovskite solar cells, based
on, e.g., CH;NH,PbIL;, have made re-
markable progress, with the efficiencies
rapidly exceeding 25%, attributed to their
tunable bandgaps, large absorption coef-

integrating this potential top cell absorber material into tandem solar cells.

1. Introduction

The growing demand for sustainable and clean energy
sources has propelled extensive research in photovoltaic (PV)

ficients, and high defect tolerance.!'%']
Despite the advances in thin-film tech-
nologies, single-junction crystalline Si
solar cells dominate today’s global PV market. However, in
the form of single-junction devices, both crystalline Si and
thin-film solar cells will be restricted by the detailed-balance
limit, which predicts a theoretical maximum power conversion
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Figure 1. AM2P, compounds as candidate tandem solar cell materials. a) Schematic of AM,P, as a tandem top cell. b) Theoretical device efficiency
for tandem structures using AM,P, top cells, calculated based on the detailed balance limit. For the AM,P, compound labels, CZP = CaZn,P,, SZP =
SrZn,P,, CCP = CaCd,P,, BCP = BaCd,P,, and SCP = SrCd,P,; f denotes a fundamental bandgap and d denotes a direct bandgap.

efficiency (PCE) of ~33% for single-junction solar cells.[18-2"]

An effective method to go beyond the single-junction detailed-
balance limit is to introduce tandem structures comprising a
top cell with a high bandgap (1.5-2.3 eV) absorber and a bot-
tom cell based on a well-matched lower bandgap absorber,
which better utilizes the solar spectrum.?12] Theoretically, the
PCE limit of such stacked architectures could increase up to
~47%, well surpassing the detailed-balance limit for single-
junction devices.[?*2%] Various absorber pairs, most of which
are based on established bottom-cell materials, are under in-
tensive development.[?’] Lead halide perovskite top cells com-
bined with Si bottom cells are the most-studied tandem devices,
with the highest reported efficiency being 33.9%.282%1 However,
there are ongoing efforts to explore alternative materials beyond
lead halide perovskites due to ongoing challenges with long-term
stability.[3%31 ITI-V (GaInP) and I1-VI (CdTe) semiconductors ex-
hibit promising performance as top-cell absorbers,?*3?! but the
high manufacturing costs of III-V solar cells and large ther-
mal budget currently required for high-quality CdTe pose signifi-
cant challenges for their implementation in tandem devices.3334
Emerging materials, such as chalcogenide perovskites (e.g.,
BaZrS,), are also being considered as top-cell absorbers because
they are highly stable and possess excellent baseline proper-
ties. However, high-temperature synthesis and problematic de-
fect chemistries have complicated deployment.[>>-’] Therefore,
it is necessary to identify new solar absorbers that combine supe-
rior optoelectronic and defect properties with operational stabil-
ity, abundance in earth’s crust, and synthesizability under mild
conditions.

Recently, materials screening based on high-throughput first-
principles calculations has enabled researchers to rapidly dis-
cover new candidate solar absorbers.3*¢l Defect-related proper-
ties, and especially defect-induced nonradiative carrier recombi-
nation, have started to be included in the computational screen-
ing with the goal to identify “defect-tolerant” materials.[**~*¢] Us-
ing this state-of-the-art computational screening approach, we
recently identified the Zintl phosphide BaCd,P, in the P3m1
structure (CaAl,Si, prototype) as an attractive thin-film solar
absorber.[*! Unoptimized BaCd,P, powder was experimentally
shown to have a long carrier lifetime of up to 30 ns, which was
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only surpassed by CdTe after decades of optimization.[®l BaCd,P,
was also found to be stable, in terms of both structural and opto-
electronic properties, under various harsh thermal and chemical
treatments. While clearly promising, measurements on BaCd, P,
were made on powder samples unsuitable for devices, and the
1.45 eV bandgap, while suitable for single-junction photovoltaics,
is too low for tandem top cell applications.

BaCd, P, is just one of the materials in a large family of AM, P,
Zintl compounds where A = Ca, St, Ba, and M = Zn or Cd.[*7*]
Inspired by BaCd,P,, these related AM,P, materials have at-
tracted our interest as potential tandem top-cell absorbers. Us-
ing the AM, P, materials as top-cell absorbers and based on their
calculated bandgaps (see Table S1, Supporting Information) we
find that an ideal PCE of >40% could be achieved by pairing the
AM, P, top cells with a suitable lower bandgap bottom cell such
as Sior CIGS (Figure 1). This calculation is based on the detailed-
balance limit and does not consider current matching or reflec-
tive losses and thus represents an ideal four-terminal tandem
configuration.®®) For materials with M = Zn, namely CaZn,P,
and SrZn,P,, the fundamental bandgap is indirect. In this case
both the fundamental (dotted lines) and direct bandgaps (dashed
lines) are shown. Among these AM, P, materials, CaZn,P, is es-
pecially appealing with a computed bandgap of 1.55 eV (funda-
mental) and 1.89 eV (direct). We note that CaZn, P, has been sug-
gested as a photoelectrode for water-splitting devices,>! and that
Katsube et al. synthesized bulk CaZn, P, crystals measuring a di-
rect bandgap of E, = 2.05 eV, in reasonable agreement with the
calculated direct bandgap.l>?

In this article, we report a synthesis route for CaZn,P, Zintl-
phosphide thin films as candidate top-cell absorbers for tan-
dem solar cells, achieving crystalline films at growth tempera-
tures (Ty,q,m) @s low as 100 °C. Using a scalable reactive sput-
tering technique from simple metallic precursors and PH, gas,
we prepare phase-pure CaZn,P, in the known P3m1 structure.
The uniform and compact films are stable in air and in wa-
ter, exhibit both photoluminescence (PL) near the 1.95 eV di-
rect bandgap and high optical absorption of 10* at ~#1.95 eV and
10° cm™! above 2.6 eV, thus meeting a few preliminary criteria
for a top-cell PV absorber. Time-resolved microwave conductivity
(TRMC) measurements reveal a carrier lifetime of up to 30 ns at
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Figure 2. Structure and composition of CaZn, P, thin films. a) X-ray diffraction heatmaps for CaZn, P, films grown with different compositions and growth
temperatures (T,ouh)- Films grown at all conditions exhibit diffraction peaks exclusively from the reference phase.[*’] b) Crystal structure schematics

g

for CaZn,P,. c) Ternary phase diagram showing the full compositions of films presented in (a). d) Integrated wide-angle x-ray scattering pattern for a

uniform, stoichiometric CaZn,P, film along with a LeBail fit to the data.

low laser fluence. Finally, first-principles calculations rationalize
the measured long carrier lifetime, showing the absence of low-
formation-energy, deep intrinsic defects. These combined exper-
imental and theoretical results for CaZn,P, provide insight into
the material’s fundamental properties as well as its practical ap-
plicability as a top cell absorber for tandem solar cells.

2. Results

2.1. Growth and Structural Characterization

Figure 2a shows X-ray diffraction (XRD) patterns as heatmaps

for three combinatorial films grown with 100 °C < T, .4,
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< 300 °C. As seen by comparing with the grey simulated traces,
for each Ty, the diffraction peaks are well matched with the
P3m1 trigonal lattice that was previously reported for CaZn,P,
(Figure 2b) over a broad Ca/Zn composition range, with no crys-
talline secondary phases.*’] In this structure, Ca is octahedrally
coordinated by P and Zn is tetrahedrally coordinated by P and
the cations arrange themselves into layers. Overall, CaZn,P, can
be described as having Ca’* cations with a (Zn,P,)?~ polyanion.
While such Zintl compounds are well known in some energy ma-
terials, such as thermoelectrics,>}] they are not often used in solar
absorption. The relative peak intensities change both with T4,
and composition, which is likely a convolution of crystallographic
texture and antisite defect (or vacancy) formation. The overall
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peak intensity increases with T, suggesting an increase in
crystallinity, but crystalline, phase-pure CaZn,P, forms even at
very low T, of 100 °C. On the other hand, bulk CaZn,P, re-
quires significantly higher temperatures to synthesize; whether
this was due to large bond formation barriers or the need to
drive solid state diffusion was unknown. Our bulk synthesis ex-
ploration showed that at temperatures lower than 1000 °C ad-
mixture of Zn,P, and presumably binary Ca-P are present in the
samples pointing toward solid-state diffusion limitations. Con-
versely, when the process is no longer limited by slow diffusion,
such as in thin film growth from vapor, CaZn, P, readily forms at
low temperature.

To better understand composition variations in off-
stoichiometric CaZn,P,, we increased the relative Ca flux to
the substrate while maintaining all other deposition condi-
tions. We found that Ca-rich conditions (overall Ca fraction
estimated to be 0.3-0.4, where 0.2 is stoichiometric CaZn,P,)
make the film amorphous (Figure S1, Supporting Information).
Ca and Zn are both nominally 2* cations and sputtering of-
ten affords significant amounts of cation antisite disorder in
ternary pnictides,>* so the amorphization likely arises from
the extreme size mismatch when trying to force Ca, which
prefers a high coordination number (Shannon radius 1 A
when octahedral), into a tetrahedral Zn site (Shannon radius
0.6 A).] This observation generally supports that there will
be high cation antisite defect energies in CaZn,P, and related
materials.

At Tyowm = 400 °C, only visually transparent films were pro-
duced. Presumably only a thin layer of Ca was deposited, be-
cause of the high vapor pressure of Zn and P, and this sub-
sequently oxidized into CaO during an O,-purge procedure
used to clear the growth chamber of residual PH; prior to
moving samples into the load lock. Some desorption of Zn,
the most volatile metal in this system,® already occurs at
Tyrowtn = 300 °C, as evidenced in Figure 2c by the film’s com-
position moving toward a more Ca- and P-rich regime. Because
P is also volatile, the slight increase in P concentration may
be indicative of increased thermal cracking efficiency of PH,
gas into elemental P at the substrate surface with the increased
Tgrowth'[57]

All further films were prepared at 200 °C because, in con-
cert with our other deposition conditions, this Ty, resulted
in the best combination of crystallinity, matching the refer-
ence powder XRD patterns, and stoichiometric compositions.
However, we note that the combinatorial composition gradi-
ents found in these films are small relative to other material
systems grown using similar growth approaches and similar
volatile chemistries.[®®] This suggests an adsorption-controlled
growth mode—where composition is pinned by the Ca flux
so long as an over flux of Zn and P is provided—could be
achieved at higher T,,,,y,. This could lead to very high-quality
CaZn,P,, in similar fashion to, e.g., CIGS, where excess Se flux is
provided.>!

A uniform, stoichiometric, and phase-pure CaZn,P, thin film
was prepared by rotating the substrate. This film was character-
ized by synchrotron grazing incidence wide angle X-ray scatter-
ing (GI-WAXS) and integrated to generate a powder diffraction
pattern. The experimental data and a LeBail whole pattern re-
finement against the reported P3m1 structure is presented in
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Figure 2d. The fit returns lattice parameters of a = 4.0333 and
¢=6.898 A, and a low overall weighted profile R-factor of 1.43%,
in excellent agreement with prior reports on bulk CaZn,P,.l*"]
There is a small degree of crystallographic texture, as evidenced
by nonuniform Debye ring intensity in the raw detector im-
age (Figure S2, Supporting Information), which precludes a full
structural refinement using the Rietveld method. The broad sig-
nal in the diffraction pattern centered at Q ~ 1.5 (A~!) is from the
a-SiO, substrate.

To compare against our thin films, which we believe are
the first reported for CaZn,P,, we also prepared high quality
CaZn,P, powder by solid state reaction from elements. While
the diffraction patterns are qualitatively similar between film and
bulk (Figure S3, Supporting Information), there are a couple of
features that stand out. First, a small peak shift to lower Q is
observed in the films. Refining the bulk powder pattern yields
lattice parameters of a = 4.038 and ¢ = 6.836 A. The origin of
the slight discrepancy remains to be determined. Second, the
full width at half maximum of diffraction peaks from the thin
film are about double the powder’s, suggesting small crystal-
lites. To understand the thermal stability of the CaZn,P, bulk
polycrystalline powder sample, we conducted thermogravimet-
ric analysis (TGA) and differential scanning calorimetry (DSC)
in air atmosphere. The result shows that the material remains
stable up to 600 °C (Figure S4, Supporting Information). Based
on these findings in bulk material, we also annealed our thin-film
CaZn,P, sample in a flash lamp annealer at 500 °C. X-ray diffrac-
tion (XRD) analysis (Figure S5, Supporting Information) con-
firms the crystalline structure of the material persists, demon-
strating the ability of CaZn,P, thin films to withstand high
temperatures.

The crystalline coherence length, L, of the CaZn,P, film was
estimated using the Scherrer Equation (L = ﬂclg:(e))’ which re-
turned a relatively small size of ~#25 nm. This is of similar or-
der to apparent grains observed in plan-view scanning electron
microscopy (SEM) for films grown on a-SiO,, but smaller than
the apparent grains for films grown on FTO-coated glass sub-
strates, observed in cross sectional SEM, as depicted in Figure S6
(Supporting Information). This image shows ~#50-100 nm grains
creating a compacted film with a thickness close to 450 nm.
Such grain sizes are small compared to those found in CZTS,
CdTe, and perovskite absorbers.[®*¢!1] However, small crystallites
are typical for sputtered thin films, especially when grown at low
temperature. Increasing grain size and minimizing the impact
of extended defects at the grain boundaries will be an exciting
challenge for the community as CaZn,P, and related materials
mature.

Further insight into the structural properties of sputtered
CaZn,P, thin films was gained through high-resolution trans-
mission electron microscopy (HR-TEM) analysis, carried out on
a specimen prepared by focused ion beam (FIB) milling. Figure 3
presents results from the HR-TEM characterization. Figure 3a
shows a bright-field TEM micrograph of the entire thickness of
the film showing diffraction contrast that highlights the colum-
nar microstructure of the film. Most of the film comprises vertical
grains that are ca. 30 nm wide; there appears to be a #30-50 nm
thick amorphous layer near the substrate. Selected area electron
diffraction rings and extracted d-spacings, shown in Figure 3b,
can be indexed to the CaZn, P, phase.
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Figure 3. Electron microscopy from a CaZn,P, film grown on Si with native oxide. a) Bright-field TEM micrograph of the film showing diffraction contrast
from columnar crystallites. b) Selected area electron diffraction indexed to the CaZn,P, phase. c,d) Energy-dispersive X-ray spectroscopy (c) elemental
maps and (d) quantified line scans. e) High-resolution bright-field STEM micrograph and f) integrated line intensity compared against the CaZn,P,

crystal structure.

Scanning TEM energy-dispersive X-ray spectroscopy (STEM-
EDS) collected throughout the film’s thickness showed Zn, Ca,
and P, as expected as well as O, which was more prevalent at the
front surface and back interface (Figure 3c). The O at the back
interface is expected from the substrate’s native oxide; O at the
front surface is also not surprising, given the oxyphilic cations in
CaZn,P,. Quantified EDS compositions as a function of depth
are shown in Figure 3d. Considering only the CaZn,P, con-
stituents, the overall composition matches well to the CaZn,P,
stoichiometry. However, a Ca-rich region is observed near the
substrate, providing an explanation for the amorphous layer ob-
served in Figure 3a. About 10% C and O are found by EDS, and
their intensities appear correlated with Ca, supporting the for-
mation of Ca-carbonates. In Figures S7 and S8 (Supporting In-
formation) we employ X-ray photoelectron spectroscopy (XPS) to
show that C is adventitious and does not penetrate deeply into the
film, confirming that the C and O measured through the thick-
ness most-likely arises from surface adsorbates after the lamella
was prepared.

A high-resolution bright-field STEM image collected from a
crystalline region of the film is shown in Figure 3e. On the left
side of the image, a grain boundary is observed; the change
of observable crystalline facets is abrupt, suggesting that there
is little amorphous material at the grain boundaries. The stri-
ated region on the right hand of the image can be integrated
to reveal that the stripes belong to Ca and Zn planes per-
pendicular to the [00]] lattice vector of CaZn,P,, as shown in
Figure 3f, where the c-lattice parameter measured by GI-WAXS
matches well against the brightness variations measured in
HR-STEM.

Adv. Energy Mater. 2024, 14, 2402640 2402640 (5 of 12)

2.2. Optical Characterization

The optical reflection (R) and transmission (T) of white light,
measured by ultraviolet- and visible-range spectroscopy (UV-vis),
through a CaZn,P, film are shown as a function of photon en-
ergy (E,,) in Figure 4a. The T and R data exhibit an oscillatory
behavior below and near the band edge due to the multiple re-
flections from the front and back interfaces of the 500 nm thick
film, which further proves the uniformity and smoothness of the
CaZn,P, films. The transmittance and reflectance spectra are fit
numerically using the transfer matrix method!®?! in order to take
into account the interference effect in the CaZn, P, films, which
yields wavelength-dependent refractive index n and extinction co-
efficient k for comparison with theoretical predictions. Details of
the fitting method can be found the Supporting Information of
Ref.[63] As shown in Figure 4a, the fitting agrees very well with
the experimental T and R data, except for a higher reflectance at
E,;, 2 2.2 eV vs. experiment. Considering that the positions of re-
flectance peaks and valleys are still in very good agreement at E;,
2 2.2 eV, the refractive index from the fitting still matches the thin
film interference pattern. Therefore, a possible reason for lower
reflectance values measured experimentally is the light trapping
effect due to multiple scattering at shorter wavelengths induced
by the nanostructured grains in the CaZn, P, thin films shown in
Figure 3a, since photons at shorter wavelengths are more sensi-
tive to scattering. This is a beneficial feature for solar absorbers if
the nanostructures do not otherwise harm other properties (e.g.,
transport). The n and k from the fitting are compared with the-
oretical modeling in Figure S9 (Supporting Information). Over-
all, the theoretical model shows a slight blueshift at high photon
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Figure 4. Optical properties of CaZn,P, films. a) Reflection (R), and transmission (T) collected by UV-vis spectroscopy. b) Experimentally modelled
and theoretically calculated absorption coefficient (a) for CaZn,P,. Inset is a photograph of a compositionally combinatorial CaZn, P, film. c) Photo-
luminescence of CaZn,P, reveals indirect (f) and direct (d) transitions ~1.60 and 1.95 eV respectively (red curve represents the bare aSiO2 substrate)
d,e) Time-resolved microwave conductivity (TRMC) transients collected from (d) a film that was <2 days old at the time of measurement and (e) a film
aged in atmosphere for >2 months prior to measuring. f) Carrier lifetimes as a function of fluence extracted from TRMC data.

energies, but the key features and values of n and k are in good
agreement with the n, k from the fitting of experimental data.

The absorption coefficient (a), shown in Figure 4b, was deter-
mined from the extinction coefficient k using the relation a =
4zk/A, and compared to the theoretical modeling. An indirect-
gap transition at 1.6 eV and a directgap absorption edge at
~1.95 eV is observed in the absorption spectrum, in good agree-
ment with the theoretically modelled bandgaps (1.55 eV indirect
gap and 1.89 eV direct gap). Note that the theoretical model in
Figure 4b does not consider the indirect gap absorption, which
can be significant at photon energies well above the indirect gap,
as is the case for Si. Therefore, the absolute values of the theo-
retical prediction are lower than the experiment. The magnitude
of a shows high values exceeding 10° cm™! in the visible spec-
tral region indicating efficient solar absorption. It should be em-
phasized that all the other practical thin-film solar cell absorbers,
including InP, CdTe, CZTS, and perovskite, show a similar band-
edge a of 10* - 10° cm~1.164%5] Overall, the shape and magnitude
of the experimentally measured a curve matches reasonably well
against the theoretical trace, especially given the excellent match
of the fundamental/indirect and direct gaps. Inset into Figure 4b
is a photograph of a combinatorial CaZn,P, film, where an opti-
cal change can be observed along the composition gradient, sug-
gesting a measure of bandgap tunability might be possible. « is
directly measured from UV-vis data for 11 points along this film
and shown in Figure S10 (Supporting Information).

The optical properties of the CaZn, P, thin-film absorbers were
studied by room-temperature photoluminescence (PL) measure-
ments as shown in Figure 4c. The data from the aSiO, substrate
is also presented for comparison. The peak at 2.15 eV is clearly
due to the color center in the silica substrate, while the stronger
peak at 1.95 eV and the weaker peak at 1.65 eV correspond to the
calculated direct bandgap of 1.89 eV and the fundamental gap
of 1.55 eV, respectively, and also agree with the absorption edges
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observed in Figure 4b. Indirect emission is usually only observed
in samples of very high quality, and while the PL peak at 1.65 eV
agrees well with indirect emission, another origin of that peak
could be defect emission.[*®] To test the stability of CaZn,P,’s op-
tical properties under moisture, we immersed a film in water for
~90 seconds and repeated the PL measurement. We found that
CaZn,P, retained >90% of its initial PL intensity (Figure S11,
Supporting Information) after water soaking. While some reduc-
tion in PL intensity might be expected due to sample degradation,
e.g., from surface oxidation, the observed difference is within the
measurement-to-measurement variability due to changes in lo-
cation on the sample, focusing, laser condition, etc.

To explore the dynamics of optically excited charge carri-
ers with respect to the CaZn,P, film’s stability, we performed
laser fluence dependent time resolved microwave conductivity
(TRMC) measurements. One freshly prepared CaZn,P, film and
another 2-month-old film aged in ambient indoor air were used
for this experiment. The films were excited with a 530 nm
wavelength laser at different intensities (10'2 — 10" photons
pulse™ cm™2). The transients were fitted using a sum of three ex-
ponential functions numerically convolved with the instrumental
response, and the sum of the pre-exponential factors was used
to estimate the maximum yield-mobility product.[*”] Assuming
each of the absorbed photons creates a free carrier pair that con-
tributes to microwave conductivity, we can estimate the sum of
the mobilities of the individual carriers using the equation given
below.[68:6%]

oY u o

where ¢ is the charge carrier generation yield (e.g., unity), Zu is
the sum of electron and hole mobilities, AG is the change in mi-
crowave conductance, I; is the incident intensity per pulse, and

AG
F

IOA

1)
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F, is the fraction of incident photons absorbed within the sam-
ple. Buried in the proportionality factor are a number of universal
and geometric parameters; this factor can be readily determined
through electromagnetic simulations.!”"]

For both films, TRMC transients were measured between
~10'2 — 10" photons pulse™' cm™2, as shown in Figure 4d.e.
The effective mobility at the lowest measured fluence is around
(7 £2) x 107 cm? V! 57! for the freshly prepared sample and
(3 + 1)x107* cm? V! 57! for the aged sample. However, these
numbers are very likely to be limited by the small crystalline size
of the present samples (~25 nm for films grown on a-SiO,).l"!]
For the fresh sample at low fluence, carrier lifetime on the order
of 30 ns is observed (Figure 4f), and this only slightly decreases
for the aged sample. As the laser excitation power increases, car-
rier lifetimes become shorter, and there is a concomitant reduc-
tion of TRMC signal magnitude. This can be interpreted as in-
creased light intensity filling the bands with a higher density of
photo-generated charge carriers, leading to faster recombination.
We do not yet have enough TRMC data to know whether the
modest reduction in carrier lifetime is due to aging or inherent
sample-to-sample variability, but nonetheless a carrier lifetime of
~30 ns is highly encouraging for an emerging absorber material
that has undergone minimal optimization. To put this in context,
carrier lifetimes reported for CZTS thin-film absorbers, which
have been heavily researched for at least 2 decades, are only a few
tens of ns.l"?!

2.3. First-Principles Computations

To gain atomistic insights into the measured optoelectronic
properties, we have performed first-principles calculations of
the electronic structure and defect properties in CaZn,P, us-
ing the screened hybrid functional of Heyd-Scuseria-Ernzerhof
(HSE06).7*] The calculated electron band structure and density of
states are shown in Figure 5a. The upper valence band is mainly
of P character, while the lower conduction band is mainly of
Ca and Zn characters. We see that the valence-band maximum
(VBM) of CaZn, P, is located at the I point, with the conduction-
band minimum (CBM) located at M point. This results in an in-
direct bandgap of 1.55 eV and a direct bandgap of 1.89 eV at the I"
point. The calculated bandgaps fall between the values reported
in previous theoretical work on CaZn,P,.[*>74, Our experimen-
tal optical absorption and PL spectra agree well with the elec-
tronic structure reported here. We note that the lowest conduc-
tion band exhibits two additional extrema at A and L points which
are quite close in energy to the extrema at the I" point. This in-
creases the density of states at the direct bandgap energy and will
enhance the direct bandgap optical transitions. This further con-
firms the observed room-temperature PL peak at 1.95 eV to be
direct bandgap emissions.

The highest valence band and lowest conduction band of
CaZn,P, are overall dispersive, which would be beneficial to car-
rier transport. As documented in the Materials Project, the con-
ductivity effective masses, deduced from the Boltzmann trans-
port equation considering the upper valence bands and lower
conduction bands, are 0.4-0.58 m, for holes and 0.25-1.29 m,, for
electrons.l”>7%l These values agree with a simple parabolic fit of
the bands around the respective band extrema, resulting in 0.28—
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0.61 m, for holes and 0.14-1.04 m,, for electrons; see also Table S2
(Supporting Information). The results suggest quite anisotropic
electron transport in quasi-layered CaZn,P,.

Figure 5b shows the computed stable region of CaZn,P, in
the elemental chemical potential space (Uc,, Uz, Mp). As can be
seen, CaZn, P, is thermodynamically stable against a series of bi-
nary compounds, including CaZn,,, CaP, Cas Py, CaP5, ZnP,, and
Zn,P,. Yet, CaZn,P, has a wide stable region, indicating a large
thermodynamic window for synthesizing phase-pure CaZn,P,.
The allowed p., and p, ranges are large, while the p,, range
is relatively narrow and restricted to between — 0.65 and 0 eV,
suggesting high Zn content is needed for CaZn,P, to be stable
under equilibrium growth conditions; here p,, = 0 eV means
that the Zn content is so high that pure Zn metal can form (see
more details in Methods). Even though sputtering growth is a
nonequilibrium process, the overall large region of thermody-
namic stability helps to explain the wide compositional phase
width where single-phase CaZn,P, is observed in our combi-
natorial thin films. Furthermore, while some sub-stoichiometric
Zn can be tolerated, we see amorphization of the films under
Zn-poor conditions (cf. Figure 3 and Figure S1, Supporting In-
formation). While this is a rather qualitative comparison to the
model in Figure 5b, which considers competing crystalline (in-
stead of amorphous) phases, it is important to remember that
CaZn,P, can be grown at very low temperatures. It seems reason-
able that crystalline Zn-lean phases, such as CaP, might require
higher T,,,,,, hence the observed amorphization when Ca-rich.
To reflect our experimental control of PH; partial pressure in the
growth chamber, in Figure 5b we label two chemical-potential
points C and D, which represent P-poor and P-rich growth con-
ditions, respectively.

The calculated defect formation energies as a function of
Fermi level under P-poor and P-rich conditions are shown in
Figure 5c,d, respectively. We find that CaZn,P, shows favorable
defect properties for a solar absorber. There are only a few in-
trinsic defects that can have low formation energy (say, <1 eV)
and thus exist in significant concentrations. They are the vacan-
cies (V¢ Vz,, and V;), Ca-on-Zn antisite (Cay,), and Ca inter-
stitial (Ca;). The Ca,, introduces no defect levels in the CaZn, P,
bandgap, and all the three vacancies are shallow defects. The Ca;
has a relatively deep (+/2+) level, which could cause electron
trapping, but its formation energy is only low enough under P-
poor (i.e., Ca-rich) conditions and for Fermi levels close to the
VBM (Figure 5c). On the other hand, all the other deep defects,
such as Zng,, P,,, and Zn,, have high formation energy. The
absence of low-formation-energy, deep intrinsic defects, which
could act as nonradiative carrier recombination centers limiting
carrier lifetime,l”7-8% suggests that CaZn, P, has a high defect tol-
erance. This explains the long carrier lifetime measured in our
CaZn,P, thin films. Furthermore, the overall similar (and favor-
able) defect properties between CaZn,P, and BaCd, P,,/*¢l and to
a lesser extent even SrZn, N, B! suggests that a high defect tol-
erance could be a general feature across the entire AM, Pn, (Pn
= pnictogens) family of materials.

Additionally, from Figure 5c, we find that under P-poor condi-
tions, and in the absence of any impurities, CaZn, P, would be an
intrinsic material, in which the Fermi level would be pinned close
to the intersection of the formation-energy lines of V,, and V,
and lies close to the mid gap. Under P-rich conditions (Figure 5d),
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Figure 5. Electronic structure and defect properties in CaZn,P, obtained from first-principles calculations based on the HSE06 functional. a) Electron
band structure with total and element-resolved density of states. b) Chemical-potential stable region (colored area). c,d) Defect formation energies as a
function of Fermi level at the chemical-potential points C and D (which reflect P-poor and P-rich growth conditions, respectively).

CaZn, P, is expected to be weakly p-doped since the formation en-
ergy of the V}, donors is much higher than that of the V,,, accep-
tors for most Fermi-level positions in the bandgap; yet, the forma-
tion energy of V., is quite high for Fermi level close to the VBM.
This also suggests that under P-rich conditions, CaZn,P, has a
high potential to achieve p-type doping provided that a suitable
acceptor dopant (possible candidates include Cu and K) is intro-
duced. Compared to BaCd,P,, should be easier to achieve p-type
doping in CaZn,P,, because the formation energy of compensat-
ing V), donors under P-rich conditions is higher in CaZn, P, than
in BaCd, P, .[“%]

3. Conclusion

CaZn,P, is proposed as a high-performance solar absorber for
tandem top-cell applications. Crystalline thin films of CaZn,P,
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were synthesized at low temperature using a reactive sputter-
ing approach. We find that the films are semiconductors with a
~1.95 eV optical transition, as measured by UV-vis spectroscopy
and photoluminescence, and confirmed by first-principles calcu-
lations using hybrid functionals. Using time-resolved microwave
conductivity, we measure a carrier lifetime in CaZn, P, thin films
of up to 30 ns, confirming the promise of this new material as
a candidate solar absorber. The long carrier lifetime is possible
through favorable intrinsic defect properties of CaZn,P,, which
shows absence of low-energy deep defects across the material’s
thermodynamic stability window. While XPS analysis showed
that some surface degradation is observed in CaZn,P,, the bulk
optoelectronic properties are stable for months in air and after ex-
posure to H,O. Between our experimental and theoretical data,
we confirm that practically all the important properties for a tan-
dem top cell absorber are favorable in CaZn,P,. Altogether, this
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work highlights the promise of CaZn,P, thin films as solar ab-
sorbers and motivates future study on CaZn, P, and related Zintl
phase materials and devices.

4. Experimental Section

Experimental data management and visualization in this work were
done using the COMBIgor package.[®2] Crystal structures were generated
using the VESTA software.I33] For some figures, the scientific color scale
batlow was used to prevent visual distortion and ensure readability for
people with color-vision deficiency.[84]

Thin Film Synthesis: Warning: It is strongly emphasized that PH; is
toxic and pyrophoric and P deposits leftover in a growth chamber can
spontaneously combust during venting and routine chamber service (part
changes, cleaning, etc.). Thus, additional safety controls, including robust
interlocking, hydride gas monitoring, pump/purge cycling, self-contained
breathing apparatus, flame-retardant personal-protective equipment, ex-
haust abatement, and others, must be rigorously implemented from the
onset for any growth chamber intended to utilize PH; or prepare phos-
phide samples. Details on the deposition system and safely handling PH;
as a process gas was described in the previous work.[>’]

CaZn,P, thin films were synthesized by radio frequency (RF) co-
sputtering from metallic 50.8 mm diameter Ca and Zn targets, with Ca
and Zn power density of 1.48 — 1.97 and 2.96 W cm~2, respectively, in a
mixed PH3/Ar gas environment. The process gas was introduced into the
chamber as a mixture of 2% PH; and 98% Ar flowing at 19.5 sccm. Pro-
cess pressure was maintained by a throttled gate valve. After a few pres-
sures ~4 mTorr were determined to have little effect on CaZn,P, phase
formation, a final working condition of 5 mTorr was chosen, correspond-
ing to 0.1 mTorr of PH;. While the growth chamber’s base pressure was
<1077 Torr, after every growth an O, purging step was carried out, prior
to shuttling the sample to the load lock, to clear any unreacted P from the
growth platen and PH; from the chamber, so some oxygen might be ex-
pected. Films were made with both combinatorial composition gradients,
achieved by keeping the substrate stationary against the confocally ori-
ented sputter cathodes, as well as with compositional uniformity, achieved
by rotating the platen during growth. The substrate temperature (Tgouth)
was varied from 100 — 400 °C. Crystalline CaZn, P, thin films were success-
fully grown on both conductive and non-conductive substrates, including
aSiO2 (fused silica), borosilicate glass (Corning EXG), Si (100) orientation
with native oxide), c-plane sapphire, and fluorinated tin oxide coated glass
(FTO), with a deposition time of 2 h yielding films ~500 nm thick.

Bulk Polycrystalline Sample Synthesis:  Warning: The starting reagent,
metallic Ca is air- and water-reactive and should be handled carefully in
an inert atmosphere. At >400 °C inside the reaction ampoule, excessive
vapor pressure of P or reaction of Ca with silica may compromise the silica
ampoule resulting in shattering or explosion. The annealing steps must be
conducted in a well-ventilated environment, such as in a fume hood. Plac-
ing ampoule into a preheated furnace is a hazardous procedure because
sudden rise of temperature, and corresponding pressure of volatile P, may
overpressurize ampoule leading to shattering. The amounts of sample in
such experiments should be minimized and excessive protection mea-
sures are required — face-shield, thermal resistant gloves and lab coats,
and long tongs at very minimum.

CaZn, P, bulk polycrystalline powders were synthesized at high temper-
atures from elements via solid-state reaction. The elements, Ca (99.98%,
Alfa Aesar), Zn (99.9%, Fisher Scientific), and red phosphorus (98.9%, Alfa
Aesar) were weighed in stoichiometric 1:2:2 ratio inside Ar-filled glovebox
and placed inside a carbonized silica ampoule with inner/outer diameters
of 9/11 mm. The ampoule was then evacuated to ~35 pTorr pressure and
sealed using a hydrogen-oxygen torch. The muffle furnace was preheated
at 850 °C, and sealed ampoule was placed inside a muffle furnace to min-
imize heating time. Ampoule was annealed at 850 °C for 4 h, after which
it was allowed to cool naturally in turned off furnace. The ampoule was
then opened inside glovebox under Ar atmosphere and the sample was
grinded into fine powder, which was placed in another carbonized silica
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ampoule, evacuated, and then sealed in the previously described man-
ner. The ampoule was placed into a muffle furnace at room temperature,
heated at 100 °C h~! rate to 1000 °C, and annealed at that temperature
for 72 h after which the furnace was turned off and sample was allowed
to cool naturally. After the second annealing the ampoule was open in an
ambient atmosphere. Powder X-ray diffraction using with Rigaku Miniflex
600 diffractometer with a Cu-Ka radiation a Ni-Kj, filter confirms presence
of the single-phase sample of CaZn,P,. Thermal Gravimetric Analysis and
Differential Scanning Calorimetry studies of the bulk polycrystalline sam-
ples were conducted on a Netzsch STA449 F1 TGA/DSC instrument. Ap-
proximately 10 mg of the powdered sample were placed in an alumina
crucible. The samples were heated up to 900 °C with a rate of 10 °C min~".

Thin Film Characterization: Combinatorial X-ray diffraction (XRD)
measurements were conducted on a Bruker D& diffractometer using Cu
K, radiation and a 2D detector. Patterns were integrated to generate an
intensity vs. 26 pattern. Synchrotron grazing incidence wide angle X-ray
scattering (GIWAXS) measurements were performed at beamline 11-3
at the Stanford Synchrotron Radiation Lightsource, SLAC National Ac-
celerator Laboratory. The data were collected with a Rayonix 225 area
detector using a wavelength of 4 = 0.97625 A, a 3° incident angle, a
150 mm sample-to-detector distance, and a beam size of 50 um ver-
tical x 150 um horizonal. The diffraction images were calibrated with
a LaBg standard and integrated with the Nika SAS package. Integrated
data were averaged from 5 frames of 15 s each. X-ray fluorescence (XRF)
measurements were performed using a Rh anode at 50 keV and spectra
were modeled as a CaZn,P, layer with unknown composition and thick-
ness on top of a Si or aSiO, substrate. Composition for films grown on
borosilicate glass-based (i.e., Ca-containing) substrates is implied through
calibrations.

Scanning electron micrographs (SEMs) of CaZn,P, deposited atop
fluorine-doped tin oxide (FTO) were collected on a Zeiss Sigma 500 mi-
croscope, operating at a 3.00 kV accelerating voltage, using an in-lens sec-
ondary electron detector. Micrographs were collected in cross section and
at a 45° tilt (isometric perspective). Cross section samples of the films
were prepared by scoring the glass backside and cleaving using a straight
edge. No conductive coating or additional modification was performed on
the samples.

(Scanning) transmission electron microscopy ((S)TEM) high-angle an-
nular dark-field (HAADF) and selected area electron diffraction (SAED) im-
ages were acquired with a Thermo Fisher Scientific Spectra 200 transmis-
sion electron microscope operating at an accelerating voltage of 200 keV.
Specimens for TEM were prepared from deposited films via in situ fo-
cused ion beam lift-out methods.[8°] using an FEI Helios Nanolab 600i
SEM/FIB DualBeam workstation. Chemical mapping was performed in
the TEM using the Super-X energy-dispersive X-ray spectroscopy (EDS)
system equipped with four windowless silicon drift detectors, allowing for
high count rates and chemical sensitivity (down to 0.5-1 at.%). The EDS
data were quantified using a multi-polynomial parabolic background and
absorption correction in Velox.

X-ray photoelectron spectroscopy (XPS) were performed using an AXIS-
Supra by Kratos Analytical with Au and Cu calibration, using a Al K-alpha
photon source. Etching was done using an Ar gas cluster ion source. The
films measured were both aged in air for multiple weeks as well as stored
in a nitrogen environment immediately after deposition, though these two
conditions did not vary significantly. Survey and high-resolution scans of
Ca 2p, Zn 2p, Zn 1s-P 2p, C 1s, and O 1s were performed on the films
as-is (without cleaning) as well as after a sputtering. A 60 s etch time
was deemed appropriate by using 10 s etch cycles and monitoring the
strength of the C 1s signal. XPS peak fitting was done in CasaXPS us-
ing Tougaard and Shirley backgrounds. Lorenztian asymmetric lineshapes
were used to fit the peaks, with scans to optimize the lineshape param-
eters. The identification of peaks for carbonates, phosphates, and oxides
were based on existing literature that exclusively used Au and/or Cu in-
strument calibration.[3¢-21] |dentification of the CaZn,P, peaks was done
based on the peaks which increased in intensity after sputtering (relative
to other peaks within the same scan), based on the assumption that the
total signal from the CaZn,P, would increase relative to the other phases
as the initial surface was removed.
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Optical transmission (T) and reflection (R) spectra were collected in
the ultraviolet and visible (UV-vis) spectral regions on a custom-built op-
tical spectroscopy system. A blank substrate was measured as a perfect
transmission standard immediately before the CaZn, P, film. An Al mirror
was similarly used as a perfect reflection standard. The optical absorp-
tion (A) was determined from the fact that A+T+R = 100%. The absorp-
tion coefficient, a, was determined by numerically fitting the R, T data us-
ing transfer matrix method, as discussed in the main text. Photolumines-
cence (PL) measurements were performed on a Renishaw inVia (Glouces-
tershire, UK) PL/Raman microscope equipped with a 532 nm laser and
20x magnification objective lenses. Grating (600 lines mm~") was used
to direct scattering light from the sample to the CCD detector

Time-resolved microwave conductivity (TRMC) measurements were
performed on uniform CaZn, P, samples grown on aSiO, substrates sized
to fit into a custom-built 10 GHz microwave cavity. The change in re-
flected microwave power was monitored as a function of both time and
fluence as the sample is pumped with a pulsed Nd:YAG laser. Extensive
details regarding the approach and system could be found elsewhere.[7°]

Theory: The first-principles calculations in this work were performed
using the VASP code (v6.3.2) and the screened hybrid functional of Heyd—
Scuseria—Ernzerhof (HSE06).17392%3] The standard VASP projector aug-
mented wave (PAW) pseudopotentials (Ca_sv, Zn, and P; version of
PBES.4) were used, and the plane-wave energy cutoff for the electron wave
functions was set to 400 eV. Using a I'-centered 8 x 8 X 4 k-point grid,
the lattice constants of the CaZn,P, P3m1 unit cell were calculated to be:
a=b=4.03and c=6.83 A, in good agreement with this and previous
measurements.l*’l Based on the HSEO6-calculated lattice parameters, a
4 x4 x 3 supercell (which contains 240 atoms) was created for simulating
the intrinsic point defects in CaZn,P,. For the supercell containing a point
defect, the atomic positions were fully relaxed using a I'-only k-point grid
and a force convergence criterion of 0.01 eV A=, Spin polarization was
properly included in all the defect calculations.

The formation energy of a defect (denoted as D below) in the charge
state g was computed using the standard first-principles formalism.[34%]

Er (DY) = Ergy (D) — Eor (bulk) + " 1y (E; + 1)) + qE + A7 2

where E¢(D7) and E, (bulk) are the total energies of the defect-containing
and defect-free supercells, respectively. The term A9 is a finite-supercell-
size correction to Ey., (V), and was obtained using the extended Freysoldt-
Neugebauer-Van de Walle (FNV) scheme.l?®%7] and the calculated (elec-
tronic) dielectric constants (e, = ¢,, = 11.13, £, = 10.68). The defect
formation energy depends on the Fermi-level position Eg which is refer-
enced to the valence-band maximum (VBM) and can vary from the VBM
to the conduction-band minimum (CBM). The formation energy depends
also on the chemical potentials of the elements (y;) involved in forming the
defect which is created by moving (taking) n; atoms to (from) the atomic
reservoir. |, is referenced to E; which is the total energy per atom of the
pure phase of the element, so p; = 0 represents the limit in which the
elemental phase starts to form. For CaZn,P,, the chemical potentials of
Ca, Zn, and P, namely pc,, Uz, and pp are limited to the stable region
of CaZn,P, in the elemental chemical potential space (uc,, Mzn, Hp). The
chemical-potential stable region of CaZn,P, was determined by,

Hea + 2Uz0 + 24tp = AHf (CaZn,P,) = —3.89 eV 3)

and the following relations:

tcs < 0eV )
iz <0V (5)
p < 0 eV (6)
Hea 1y < AHE(CaZy13)) = —2.15ev @
UG, + p, < AH¢(CaP) = —2.34 - eV ®)
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SUC, + 8y, < AHf(C,Pg) = 12.71- eV ©)
UG, + 3, < AH(C,P3) = —2.69 - eV (10)
HZ, + 2, < AH((ZnP,) = —087 - eV (n
34yn + 22U, < AH((ZN3Py)) = =1.22 - eV (12)

where AH; denotes the formation enthalpy per formula. The AH, values
were obtained from HSEO06 calculations (including structural relaxations).
These relations ensure thermodynamic stability of CaZn,P, by avoiding
formation of the elemental and binary phases.

The theoretical optical absorption spectra was obtained by calculating
the frequency dependent dielectric function in the independent-particle
approximation.[®] The calculations were performed using the HSE06
functional and a T'-centered 10 X 10 X 5 k-point grid. The (small) complex
shift in the Kramers-Kronig transformation was set to 107°. The calculated
optical absorption spectra in Figure 4b in the main text arises from direct
transitions from valence to conduction bands and is averaged over the
diagonal Cartesian components (i.e., xx, yy, and zz).

Several Python toolkits including the PyCDT, Pydefect, and doped
were used for generating unrelaxed defect structures, drawing chemical-
potential stable region, and computing defect formation energies. The
Python toolkit sumo was used for visualizing the electronic band
structure.

Supporting Information

Supporting Information is available from the Wiley Online Library or from
the author.

Acknowledgements

This work was authored in part by the National Renewable Energy Labora-
tory, operated by Alliance for Sustainable Energy, LLC, for the U.S. Depart-
ment of Energy (DOE) under contract no. DE-AC36-08G028308. Fund-
ing provided by the U.S. Department of Energy, Office of Science, Basic
Energy Sciences, Division of Materials Science and Engineering, Physi-
cal Behavior of Materials program through the Office of Science Fund-
ing Opportunity Announcement (FOA) Number DE-FOA-0002676: Chem-
ical and Materials Sciences to Advance Clean-Energy Technologies and
Transform Manufacturing under award number DE-SC0023509. This re-
search used resources of the National Energy Research Scientific Com-
puting Center (NERSC), a DOE Office of Science User Facility supported
by the Office of Science of the U.S. Department of Energy under con-
tract no. DE-AC02-05CH 11231 using NERSC award BES-ERCAP0023830.
Thanks to Dr. Nicholas Strange for support with GIWAXS measurements.
Use of the Stanford Synchrotron Radiation Lightsource, SLAC National
Accelerator Laboratory, is supported by the U.S. Department of Energy,
Office of Science, Office of Basic Energy Sciences under Contract No.
DE-AC02-76SF00515. The authors acknowledge the use of facilities and
instrumentation at the UC Irvine Materials Research Institute (IMRI),
which is supported in part by the National Science Foundation through
the UC Irvine Materials Research Science and Engineering Center (DMR-
2011967). Thanks to Dr. Ich Tran for support with photoelectron spec-
troscopy data collection. This work was performed in part at the San Diego
Nanotechnology Infrastructure (SDNI) of UC San Diego, a member of the
National Nanotechnology Coordinated Infrastructure, which is supported
by the National Science Foundation (grant ECCS-2025752). The views ex-
pressed in the article do not necessarily represent the views of the DOE or
the U.S. Government.

Conflict of Interest

The authors declare no conflict of interest.

© 2024 The Author(s). Advanced Energy Materials published by Wiley-VCH GmbH

d ‘v YTOT ‘089F191

:sdiy woxy papeoy

:sdNY) SUONIPUOY) PUE SWLID L, 3Y) 338 *[TOZ/S0/t1] U0 A1eiqr] UIUQ A1 “DUIAIL - BIWIOJI[ED) JO ANSIPATUN AQ 0FITOPTOT WUAR/ZO0T 0 1/10P/WOd K[

" KopimeA.

2SUBOIT SUOWWO)) dANEA1) d[qeatjdde oy £q pauIdA0S oI SA[OIIE () AN JO SN 10§ ATeIqI] ouljuQ) A9[IAN UO


http://www.advancedsciencenews.com
http://www.advenergymat.de

ADVANCED
SCIENCE NEWS

www.advancedsciencenews.com

ADVANCED
ENERGY
MATERIALS

Author Contributions

5.Q.

and S.R.B. performed conceptualization. S.Q., A.Z., and S.R.B. per-

formed methodology. S.Q., Z.Y.,, 0.G.R., .M., G.E., S.D.,A.P, M.R.H.,G.K,,
and S.R.B. performed investigation. S.Q. and S.R.B. performed wrote the
original draft. All coauthors performed wrote, reviewed, and edited the
draft. J.L., K.K.,, D.P.F., AZ., G.H., and S.R.B. performed funding acquisi-
tion. J.L., K.K,, D.P.F,, G.H., and S.R.B. performed supervision.

Data Availability Statement

The data that support the findings of this study are available from the
corresponding author upon reasonable request.

Keywords

defect-tolerant semiconductors, phosphides, tandem photovoltaics, thin-
film synthesis

Received: June 17, 2024
Revised: August 16, 2024
Published online: September 1, 2024

(1]
(2

(3]

(4]

(3]

(6]

Y

(8]

9]

(10]

(1]

(12]

(13]

Adv. Energy Mater. 2024, 14, 2402640

N. S. Lewis, Science. 2016, 357, aad1920.

A. Polman, M. Knight, E. C. Garnett, B. Ehrler, W. C. Sinke, Science.
2016, 352, aad4424.

N. M. Haegel, H. Atwater, T. Barnes, C. Breyer, A. Burrell, Y.
M. Chiang, S. De Wolf, B. Dimmler, D. Feldman, S. Glunz, J. C.
Goldschmidt, D. Hochschild, R. Inzunza, I. Kaizuka, B. Kroposki, S.
Kurtz, S. Leu, R. Margolis, K. Matsubara, A. Metz, W. K. Metzger, M.
Morjaria, S. Niki, S. Nowak, I. M. Peters, S. Philipps, T. Reindl, A.
Richter, D. Rose, K. Sakurai, et al., Science. 2019, 364, 836.

N. M. Haegel, P. Verlinden, M. Victoria, P. Altermatt, H. Atwater, T.
Barnes, C. Breyer, C. Case, S. De Wolf, C. Deline, M. Dharmrin, B.
Dimmler, M. Gloeckler, ). C. Goldschmidt, B. Hallam, S. Haussener,
B. Holder, U. Jaeger, A. Jaeger-Waldau, |. Kaizuka, H. Kikusato, B.
Kroposki, S. Kurtz, K. Matsubara, S. Nowak, K. Ogimoto, C. Peter, I.
M. Peters, S. Philipps, M. Powalla, et al., Science. 2023, 380, 39.

T. D. Lee, A. U. Ebong, Renewable Sustainable Energy Rev. 2017, 70,
1286.

M. A. Scarpulla, B. McCandless, A. B. Phillips, Y. Yan, M. J. Heben, C.
Wolden, G. Xiong, W. K. Metzger, D. Mao, D. Krasikov, I. Sankin, S.
Grover, A. Munshi, W. Sampath, |. R. Sites, A. Bothwell, D. Albin, M.
O. Reese, A. Romeo, M. Nardone, R. Klie, J. M. Walls, T. Fiducia, A.
Abbas, S. M. Hayes, Sol. Energy Mater. Sol. Cells. 2023, 255, 112289.
K. L. Schulte, S. W. Johnston, A. K. Braun, J. T. Boyer, A. N. Neumann,
W. E. McMahon, M. Young, P. G. Coll, M. I. Bertoni, E. L. Warren, M.
A. Steiner, Joule. 2023, 7, 1529.

J. Keller, K. Kiselman, O. Donzel-Gargand, N. M. Martin, M. Babucci,
O. Lundberg, E. Wallin, L. Stolt, M. Edoff, Nat. Energy. 2024, 1.

M. A. Green, E. D. Dunlop, M. Yoshita, N. Kopidakis, K. Bothe, G.
Siefer, X. Hao, Progrss in Photovoltaics: Research and Applications 2024,
32, 3.

P. Sinsermsuksakul, L. Sun, S. W. Lee, H. H. Park, S. B. Kim, C. Yang,
R. G. Gordon, Adv. Energy Mater. 2014, 4, 1400496.

J. Li, Y. Huang, ). Huang, G. Liang, Y. Zhang, G. Rey, F. Guo, Z. Su,
H. Zhu, L. Cai, K. Sun, Y. Sun, F. Liu, S. Chen, X. Hao, Y. Mai, M. A.
Green, Adv. Mater. 2020, 32, 2005268.

S. Quadir, M. Qorbani, Y.-R. Lai, A. Sabbah, H. T. Thong, M. Hayashi,
C. Y. Chen, K. H. Chen, L. C. Chen, Sol. RRL. 2021, 5, 2100441.

S. Quadir, M. Qorbani, A. Sabbah, T. S. Wu, A. K. Anbalagan, W. T.
Chen, S. Meledath Valiyaveettil, H.-T. Thong, C. W. Wang, C. Y. Chen,
C. H. Lee, K. H. Chen, L.-C. Chen, Chem. Mater. 2022, 34, 7058.

2402640 (11 of 12)

(14]

[13]
[16]

(17]

(18]
(19]
(20]

(21]

(22]
(23]
(24]
(25]

28]

(27]

(28]

(29]

(3]
(31]
(32]

(33]

(34]
(33]

(36]
(371

(38]
(39]

40]

www.advenergymat.de

A.Wang, M. He, M. A. Green, K. Sun, X. Hao, Adv. Energy Mater. 2023,
13, 2203046.

X.Wang, S. R. Kavanagh, D. O. Scanlon, A. Walsh, Joule. 2024, 8, 2105.
Q. Jiang, Z. Song, R. C. Bramante, P. F. Ndione, R. Tirawat, ). J. Berry,
Y. Yan, K. Zhu, Joule. 2023, 7, 1543.

H. Chen, C. Liu, J. Xu, A. Maxwell, W. Zhou, Y. Yang, Q. Zhou, A. S.
R. Bati, H. Wan, Z. Wang, L. Zeng, |. Wang, P. Serles, Y. Liu, S. Teale,
Y. Liu, M. I. Saidaminov, M. Li, N. Rolston, S. Hoogland, T. Filleter,
M. G. Kanatzidis, B. Chen, Z. Ning, E. H. Sargent, Science. 2024, 384,
189.

W. Shockley, J Appl Phys. 1961, 32, 510.

B. Ehrler, E. Alarcén-Lladé, S. W. Tabernig, T. Veeken, E. C. Garnett, A.
Polman, Photovoltaics reaching for the ShockleyQueisser limit, ACS
Publications 2020.

B. Ehrler, et al., Photovoltaics reaching for the Shockley—Queisser limit,
ACS Publications, 2020.

K. Alberi, J. ). Berry, ). ). Cordell, D. J. Friedman, ). F. Geisz, A. R.
Kirmani, B. W. Larson, W. E. McMahon, L. M. Mansfield, P. F. Ndione,
M. Owen-Bellini, A. F. Palmstrom, M. O. Reese, S. B. Reese, M. A.
Steiner, A. C. Tamboli, S. Theingi, E. L. Warren, Joule. 2024, 8, 658.
S. De Wolf, E. Aydin, Science. 2023, 381, 30.

D. N. Weiss, Joule. 2021, 5, 2247.

A. De Vos, J. Phys. D: Appl. Phys. 1980, 13, 839.

X. Dai, S. Chen, H. Jiao, L. Zhao, K. Wang, Z. Ni, Z. Yu, B. Chen, Y.
Gao, ). Huang, Nat. Energy. 2022, 7, 923.

B. Abdollahi Nejand, D. B. Ritzer, H. Hu, F. Schackmar, S.
Moghadamzadeh, T. Feeney, R. Singh, F. Laufer, R. Schmager, R.
Azmi, M. Kaiser, T. Abzieher, S. Gharibzadeh, E. Ahlswede, U.
Lemmer, B. S. Richards, U. W. Paetzold, Nat. Energy. 2022, 7, 620.
M. Jost, E. Kdhnen, A. Al-Ashouri, T. Bertram, S. Tomsic, A.
Magomedov, E. Kasparavicius, T. Kodalle, B. Lipovsek, V. Getautis,
R. Schlatmann, C. A. Kaufmann, S. Albrecht, M. Topic, ACS Energy
Lett. 2022, 7, 1298.

X.Y. Chin, D. Turkay, J. A. Steele, S. Tabean, S. Eswara, M. Mensi, P.
Fiala, C. M. Wolff, A. Paracchino, K. Artuk, D. Jacobs, Q. Guesnay, F.
Sahli, G. Andreatta, M. Boccard, Q. Jeangros, C. Ballif, Science. 2023,
381, 59.

LONGi sets a new world record of 33.9% for the efficiency of crys-
talline silicon-perovskite tandem solar cells, LONGi Green Energy
Technology Co. Ltd, https://www.longi.com/en/news/new-world-
record-for-the-efficiency-of-crystalline-silicon-perovskite-tandem-
solar-cells/ (accessed: May 2023).

M. Ren, X. Qian, Y. Chen, T. Wang, Y. Zhao, J. Hazard. Mater. 2022,
426, 127848.

M. Yang, T. Tian, Y. Fang, W. G. Li, G. Liu, W. Feng, M. Xu, W.-Q. Wu,
Nat. Sustain. 2023, 6, 1455.

K. T. VanSant, A. C. Tamboli, E. L. Warren, Joule. 2021, 5, 514.

K. A. Horowitz, T. W. Remo, B. Smith, A. J. Ptak, A Techno-Economic
Analysis and Cost Reduction Roadmap for I11-V Solar Cells, National Re-
newable Energy Lab.(NREL), Golden, CO (United States) 2018.

A. Romeo, E. Artegiani, D. Menossi, Sol. Energy. 2018, 175, 9.

T. Gupta, D. Ghoshal, A. Yoshimura, S. Basu, P. K. Chow, A. S.
Lakhnot, ). Pandey, J. M. Warrender, H. Efstathiadis, A. Soni, E. Osei-
Agyemang, G. Balasubramanian, S. Zhang, S.-F. Shi, T. M. Lu, V.
Meunier, N. Koratkar, Adv. Funct. Mater. 2020, 30, 2001387.

R. Yang, A. D. Jess, C. Fai, C. ). Hages, J. Am. Chem. Soc. 2022, 144,
15928.

C. Comparotto, P. Strém, O. Donzel-Gargand, T. Kubart, J. J. S.
Scragg, ACS Appl. Energy Mater. 2022, 5, 6335.

L. Yu, A. Zunger, Phys. Rev. Lett. 2012, 108, 068701.

S. Kérbel, M. A. Marques, S. Botti, J. Mater. Chem. C. 2016, 4,
3157.

Y. Hinuma, T. Hatakeyama, Y. Kumagai, L. A. Burton, H. Sato, Y.
Muraba, S. limura, H. Hiramatsu, |. Tanaka, H. Hosono, F. Oba, Nat.
Commun. 2016, 7, 11962.

© 2024 The Author(s). Advanced Energy Materials published by Wiley-VCH GmbH

d ‘v YTOT ‘089F191

:sdny woxy

A5UA0I suowwo)) aaneal) a[qeorjdde oy £q paurdAoS are sapoNIER YO oSN JO Sa[NI 10J AIRIqIT dUIUQ A[IA\ UO (SUOHIPUOD-PUB-SULIA) W00’ AA[1m’ AIeIqrjaur[uoy/:sdny) SuonIpuo) pue suLd 1, ay) 39S “[Sz07/S0/41] uo A1eiqiy autuQ A3ip\ ‘QUIAI] - RIWIOJI[ED) JO ANSIOAIUN £q 0F9TOFZOT WUIR/TOO] 01 /10P/W0d K[Im"


http://www.advancedsciencenews.com
http://www.advenergymat.de
https://www.longi.com/en/news/new-world-record-for-the-efficiency-of-crystalline-silicon-perovskite-tandem-solar-cells/
https://www.longi.com/en/news/new-world-record-for-the-efficiency-of-crystalline-silicon-perovskite-tandem-solar-cells/
https://www.longi.com/en/news/new-world-record-for-the-efficiency-of-crystalline-silicon-perovskite-tandem-solar-cells/

ADVANCED
SCIENCE NEWS

www.advancedsciencenews.com

[41]
(2]

43]

[44]
(4]

[46]

[47]
48]
[49]

[50]
[51]

[52]
(53]
[54]
(53]
(56]

(57]

(58]
(59]

(60]
(61

(62]
63]

(64]

(65]

(66]

(67]

Adv. Energy Mater. 2024, 14, 2402640

ADVANCED
ENERGY
MATERIALS

K. Kuhar, M. Pandey, K. S. Thygesen, K. W. Jacobsen, ACS Energy Lett.
2018, 3, 436.

D. H. Fabini, M. Koerner, R. Seshadri, Chem. Mater. 2019, 31,
1561.

C. Shen, T. Li, Y. Zhang, R. Xie, T. Long, N. M. Fortunato, F. Liang, M.
Dai, ). Shen, C. M. Wolverton, H. Zhang, J. Am. Chem. Soc. 2023, 145,
21925.

D. Dahliah, G. Brunin, ). George, V.-A. Ha, G.-M. Rignanese, G.
Hautier, Energy Environ. Sci. 2021, 14, 5057.

A. Mannodi-Kanakkithodi, M. K. Chan, Energy Environ. Sci. 2022, 15,
1930.

Z. Yuan, D. Dahliah, M. R. Hasan, G. Kassa, A. Pike, S. Quadir, R.
Claes, C. Chandler, Y. Xiong, V. Kyveryga, P. Yox, G. M. Rignanese, .
Dabo, A. Zakutayev, D. P. Fenning, O. G. Reid, S. Bauers, J. Liu, K.
Kovnir, G. Hautier, Joule. 2024, 8, 1412.

P. Klufers, A. Mewis, Z. Naturforsch. B. 1977, 32, 753.

P. Klufers, A. Mewis, Z. Naturforsch. B 1977, 32, 353.

P. Klifers, H. Neumann, A. Mewis, H.-U. Schuster, AB2x2-
Verbindungen im CaAl2Si2-Typ, VIII [1]/AB2x2 Compounds with the
CaAl2Si2 Structure, VIII [1].Zeitschrift fiir Naturforschung B 1980, 35,
1317.

T. Todorov, O. Gunawan, S. Guha, Mol Syst Des Eng 2016, 1, 370.

B. Seger, I. E. Castelli, P. C. Vesborg, K. W. Jacobsen, O. Hansen, I.
Chorkendorff, Energy Environ. Sci. 2014, 7, 2397.

R. Katsube, Y. Nose, High Temp. Mater. Processes. 2022, 41, 8.

E. S. Toberer, A. F. May, G. ). Snyder, Chem. Mater. 2010, 22, 624.

A. Zakutayev, S. R. Bauers, S. Lany, Chem. Mater. 2022, 34, 1418.

R. D. Shannon, Acta Crystallogr A Cryst Phys Diffr Theor Gen Crystallogr.
1976, 32, 751.

R. E. Honig, Vapor Pressure Data for the More Common Elements,
David Sarnoff Research Center, Princeton, NJ 1957.

R. R. Schnepf, A. Crovetto, P. Gorai, A. Park, M. Holtz, K. N.
Heinselman, S. R. Bauers, M. Brooks Tellekamp, A. Zakutayev, A. L.
Greenaway, E. S. Toberer, A. C. Tamboli, J. Mater. Chem. C. 2022, 10,
870.

T. H. Culman, R. Woods-Robinson, J. S. Mangum, R. W. Smaha, C. L.
Rom, A. Zakutayev, S. R. Bauers, J. Mater. Chem. C. 2022, 10, 15806.
G. Hanna, |. Mattheis, V. Laptev, Y. Yamamoto, U. Rau, H. W. Schock,
Thin Solid Films 2003, 431, 31.

D. Abou-Ras, S. Schorr, H. Schock, J. Appl. Crystallogr. 2007, 40, 841.
Z. Chu, M. Yang, P. Schulz, D. Wu, X. Ma, E. Seifert, L. Sun, X. Li, K.
Zhu, K. Lai, Nat. Commun. 2017, 8, 2230.

S. L. Chuang, Physics of photonic devices, John Wiley & Sons, Hoboken,
NJ 2012

X. Gao, S. Fu, T. Fang, X. Yu, H. Wang, Q. Ji, J. Kong, X. Wang, . Liu,
ACS Appl. Mater. Interfaces. 2023, 15, 23564.

Spectroscopic Ellipsometry for Photovoltaics: Volume 2: Applications and
Optical Data of Solar Cell Materials. Springer Series in Optical Sciences,
(Ed.: R. W. C. Hiroyuki Fujiwara) Springer, Cham, Switzerland 2018.
Spectroscopic Ellipsometry for Photovoltaics: Volume 1: Fundamental
Principles and Solar Cell Characterization. Springer Series in Optical Sci-
ences, (Ed.: R. W. C. Hiroyuki Fujiwara) Springer, Cham, Switzerland
2018.

G. Zhou, A. V. Cuervo Covian, K. H. Lee, H. Han, C. S. Tan, J. Liu, G.
(M). Xia, Opt. Mater. Express. 2019, 10, 1.

T.). Savenije, A. ]. Ferguson, N. Kopidakis, G. Rumbles, J. Phys. Chem.
C. 2013, 117, 24085.

2402640 (12 of 12)

(68]

(69]

[70]
(71
[72]
(73]
(74]
[75]
[76]
[77]

(78]

[79]
(80]
(81]
(82]
(83]
(84]
(85]

(86]
(87]

(88]
(89]
[90]
(51
[92]
(93]
[94]
[95]
[96]

[57)
(98]

www.advenergymat.de

E. M. Hutter, M. C. Gélvez-Rueda, A. Osherov, V. Bulovic, F. C.
Grozema, S. D. Stranks, T. ). Savenije, Nat. Mater. 2017, 16, 115.

X. Zhu, W. Xiong, C. Hu, K. Mo, M. Yang, Y. Li, R. Li, C. Shen, Y. Liu,
X. Liu, S. Wang, Q. Lin, S. Yuan, Z. Liu, Z. Wang, Adv. Mater. 2024, 36,
2309487.

O. G. Reid, D. T. Moore, Z. Li, D. Zhao, Y. Yan, K. Zhu, G. Rumbles,
J. Phys. D: Appl. Phys. 2017, 50, 493002.

T. L. Cocker, D. Baillie, M. Buruma, L. V. Titova, R. D. Sydora, F.
Marsiglio, F. A. Hegmann, Phys. Rev. B 2017, 96, 205439.

C. J. Hages, A. Redinger, S. Levcenko, H. Hempel, M. ]. Koeper, R.
Agrawal, D. Greiner, C. A. Kaufmann, T. Unold, Adv. Energy Mater.
2017, 7, 1700167.

J. Heyd, G. E. Scuseria, M. Ernzerhof, J. Chem. Phys. 2003, 118, 8207.
J. Kumar, G. S. Gautam, Phys. Chem. Chem. Phys. 2023, 25, 9626.

A. Jain, S. P. Ong, G. Hautier, W. Chen, W. D. Richards, S. Dacek, S.
Cholia, D. Gunter, D. Skinner, G. Ceder, APL Mater. 2013.

F. Ricci, W. Chen, U. Aydemir, G. . Snyder, G. M. Rignanese, A. Jain,
G. Hautier, Sci Data. 2017, 4, 1.

A. Zakutayev, C. M. Caskey, A. N. Fioretti, D. S. Ginley, J. Vidal, V.
Stevanovic, E. Tea, S. Lany, J. Phys. Chem. Lett. 2014, 5, 1117.

R. E. Brandt, ). R. Poindexter, P. Gorai, R. C. Kurchin, R. L. Z. Hoye, L.
Nienhaus, M. W. B. Wilson, J. A. Polizzotti, R. Sereika, R. Zaltauskas,
L. C. Lee, J. L. MacManus-Driscoll, M. Bawendi, V. Stevanovic, T.
Buonassisi, Chem. Mater. 2017, 29, 4667.

J. Li, Z. K. Yuan, S. Chen, X. G. Gong, S.-H. Wei, Chem. Mater. 2019,
31, 826.

X. Zhang, M. E. Turiansky, ]. X. Shen, C. G. Van de Walle, Phys. Rev.
B. 2020, 7017, 140101.

R. Kikuchi, K. Ueno, T. Nakamura, T. Kurabuchi, Y. Kaneko, Y.
Kumagai, F. Oba, Chem. Mater. 2021, 33, 2864.

K. R. Talley, S. R. Bauers, C. L. Melamed, M. C. Papac, K. N.
Heinselman, I. Khan, D. M. Roberts, V. Jacobson, A. Mis, G. L.
Brennecka, J. D. Perkins, A. Zakutayev, ACS Comb. Sci. 2019, 21, 537.
K. Momma, F. Izumi, J. Appl. Crystallogr. 2011, 44, 1272.

F. Crameri, G. E. Shephard, P.]. Heron, Nat. Commun. 2020, 11, 5444.
L. A. Giannuzzi, J. L. Drown, S. R. Brown, R. B. Irwin, F. A. Stevie,
Microsc Res Tech 1998, 41, 285.

G. Schén, J. Electron Spectrosc. Relat. Phenom. 1973, 2, 75.

V. I. Nefedov, Y. V. Salyn, E. P. Domashevskaya, Y. A. Ugai, V. A.
Terekhov, J. Electron Spectrosc. Relat. Phenom. 1975, 6, 231.

W. Landis, J. Martin, J. Vac. Sci. Technol., A 1984, 2, 1108.

L. Dake, D. Baer, |. Zachara, Surf. Interface Anal. 1989, 14, 71.

S. L. Stipp, M. F. Hochella Jr, Geochim. Cosmochim. Acta 1991, 55,
1723.

M. Sosulnikov, Y. A. Teterin, J. Electron Spectrosc. Relat. Phenom. 1992,
59, 111.

G. Kresse, |. Furthmiiller, Phys. Rev. B 1996, 54, 11169.

G. Kresse, D. Joubert, Phys. Rev. B 1999, 59, 1758.

S. B. Zhang, S.-H. Wei, A. Zunger, H. Katayama-Yoshida, Phys. Rev. B
1998, 57, 9642.

C. Freysoldt, B. Grabowski, T. Hickel, ). Neugebauer, G. Kresse, A.
Janotti, C. G. Van de Walle, Rev. Mod. Phys. 2014, 86, 253.

C. Freysoldt, ). Neugebauer, C. G. Van de Walle, Phys. Rev. Lett. 2009,
102, 016402.

Y. Kumagai, F. Oba, Phys. Rev. B 2014, 89, 195205.

M. Gajdos, K. Hummer, G. Kresse, |. Furthmiiller, F. Bechstedt, Phys.
Rev. B 2006, 73, 045112.

© 2024 The Author(s). Advanced Energy Materials published by Wiley-VCH GmbH

d ‘v YTOT ‘089F191

:sdiy woxy papeoy

:sdNY) SUONIPUOY) PUE SWLID L, 3Y) 338 *[TOZ/S0/t1] U0 A1eiqr] UIUQ A1 “DUIAIL - BIWIOJI[ED) JO ANSIPATUN AQ 0FITOPTOT WUAR/ZO0T 0 1/10P/WOd K[

" KopimeA.

2SUBOIT SUOWWO)) dANEA1) d[qeatjdde oy £q pauIdA0S oI SA[OIIE () AN JO SN 10§ ATeIqI] ouljuQ) A9[IAN UO


http://www.advancedsciencenews.com
http://www.advenergymat.de

	Low-Temperature Synthesis of Stable CaZn2P2 Zintl Phosphide Thin Films as Candidate Top Absorbers
	1. Introduction
	2. Results
	2.1. Growth and Structural Characterization
	2.2. Optical Characterization
	2.3. First-Principles Computations

	3. Conclusion
	4. Experimental Section
	Supporting Information
	Acknowledgements
	Conflict of Interest
	Author Contributions
	Data Availability Statement

	Keywords


